X-ray powder diffraction data (XRPD): Experimental
The bulk powder sample of {Ni[S(H)C(PPh 2 S) 2 ] 2 } (5b) was examined by X-ray powder diffraction (XRPD) using a PANalytical X´Pert PRO diffractometer at room temperature. Primary beam Johansson monochromator was used to produce CuK α1 radiation (1.5406 Å; 45kV, 40mA). Each sample was prepared on to a siliconmade sample holder (producing zero-background signal) using petrolatum jelly as an adhesive. Diffraction pattern was collected with a position sensitive X´Celerator detector in a continuous scanning mode using 2θ-range of 3-70° with a step size of 0.017° and recording time of 40 s per step. HighScore Plus (v. 4.1) 1 program was used to examine the data and the DASH program 2 for the auto-indexing (with sub-program DICVOL) 3 and whole-pattern Pawley refinement of the patterns.
Results
Truncated 2θ-range of 5-50° with first 25 diffraction peak positions were used as an input for the autoindexing procedure in order to search the best fitting unit cell parameters. As the result all the peaks were (0.0060, 31). 4 Prior to Pawley refinement P-1 space group was assigned based on the settings determined by single crystal analysis, and the unit cell settings afforded by the indexing were converted to correspond settings of the single crystal structure. Extraction of individual diffraction intensities by Pawley refinement process lead to good agreement between observed and calculated pattern with χ 2 = 1.40 (413 reflections; R wp = 14.95 % and R exp = 12.63 %) with refined unit cell setting shown in the Table S1 . Figure S2 . Comparison of the measured (5b) and calculated (5a, 5b, 5b' and 5c) UV-Vis spectra. 
